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Description

{0001 ] The present invention relates to a blend comprising polyvinylidene fluoride ("PVDF") and polymethyi methacr-

ylate (

BPMMAW

) comprising PMMA having a molecular weight within the range from about 25,000 grams per mole to

5 about 200,000 grams per mole. The invention provides a blend with superior physical characteristics, including solved

resistance and gloss retention. Insofar as the present inventors are aware, a molecular weight range of PMMA in a
PVDF/PMMA blend that results in enhanced and excellent physical characteristics, including solvent resistance and

gloss retention heretofore has not been identified.

[0002] PVDF has been a very important raw material for architectural coatings based largely on its ultraviolet ("UV")

10 light transparency. PVDF provides long term protection for metal surfaces against exterior exposure, much better than

other known coating materials. In order to balance the performance of PVDF coatings, a secondary resin normally is

needed to provide good adhesion to a substrate, to reduce the shrinkage of PVDF due to excess crystallization, to

increase the dispersibility of a pigment in a paint, and to obtain good optical properties. The selection of the secondary

resin is based largely on the compatibility of the resin with PVDF. Fortunately, PVDF has good compatibility with a few

is readily available industrial polymers such as acrylic resins and polyvinyl acetates.

[0003] One of the most important characteristics of PVDF coatings is excellent: weatherability. A commercial resin

known as Acryloid B-44, a copolymer of methyl methacrylate and ethyl acrylate, is commonly used in PVDF coating for-

mulations because the resin provides excellent adhesion and mechanical behavior after mixing with PVDF. A Wend of

PVDF and Acryloid B-44 was selected for comparison purposes to demonstrate an aspect of the present invention.

20 PMMA is the most compatible polymer for PVDF among acrylic resins which may be attributable to PVDF/PMMA
blends having the greatest lowest critical solution temperature among PVDF/PMMA resin blends. The lowest critical

solution temperature of PVDF/PMMA is above the melting point of PVDF Hence, PMMA has been found to provide the

best balance of physical properties to a PVDF/PMMA blend.

[0004] Blending polymers has been an important industrial approach towards development of polymeric coating

25 materials. PVDF has been identified as compatible with a few industrial polymers, including polymers of alkyl methacr-

ylate and alkyl acrylates with carbon content on alkyl groups of less than 3. The polymers compatible with PVDF have

the common characteristic of high concentrations of C=0 groups, particularly on side chains of the carbon polymer. It

is known from the prior art that PVDF is compatible with PMMA. Sfifi, for example, U.S. Patent 4,770,939. PVDF is also

known to be compatible with a blend of PMMA and polyethyl methacrylate. See, U.S. Patent 3,454,518. Extrusion

30 molded products of a PVDF and PMMA thermoplastic resins are also disclosed in the art. See, U.S. Patent Nos.

4,317,860, 4,415,519 and 4,444,826.

[0005] In accordance with one aspect of the present invention, the inventors have found that a resin mixture contain-

ing a ratio of PVDF to secondary resin of about 70 to 30 by weight provides the best balance for performance of a coat-

ing. Traditionally, an acrylic resin has been the choice as a secondary resin because of its good photo-oxidative

35 resistance. PMMA and PMMA polymers are often used in various PVDF paint formulations. However the technical infor-

mation found in the literature usually is based on PMMA blends with PVDF, without regard to whether the structure or

weight of the PMMA affects the performance characteristics of the PVDF/PMMA blend. The present invention utilizes

material comprising PMMA with different molecular weights for PVDF paint characterizations which, surprisingly,

affects-the physical characteristics of the paint coating, including solvent resistance and gloss retention.

40 [0006] Based upon film forming mechanism of PVDF coatings, it is anticipated that the primary particle size of PVDF
and the molecular weight of the secondary polymer can significantly affect the performance of the final coating. Since

PVDF particles undergo plasticization and mixing with solvent and PMMA, respectively, the development of physical

properties during the formation of film is a kinetic process. Initialy, the solvent swells and solvates PVDF particles, and
eventually the solvated PVDF is mixed with PMMA. It has been found than the uniformity of the mixing depends on the

45 molecular weight of the PMMA.

[0007] The present invention relates to effects on the performance of PVDF/PMMA blends of changes in the molec-

ular weight of the PMMA. A typical composition of 70 to 30 of PVDF to acrylic resin is used to demonstrate this inven-

tion. The paint coating properties evaluated in the study implemented to demonstrate advantages of the invention

include flexibility, hardness, solvent resistance and gloss resistance. The paint coatings were further analyzed for

so weatherability by QUV weatherometer.

[0008] It is an object of the present invention to develop a material comprising PVDF and PMMA with use of PMMA
within a particular molecular weight range which provides a paint coating material with superior physical characteristics,

including excellent solvent resistance and gloss retention. Heretofore, it was unknown that a blend of PVDF and PMMA
comprising PMMA within a particular molecular weight range affected the physical characteristics of PVDF coatings.

55 [0009] In the drawing:

Figure 1 is a plot of Inherent Viscosity as a function of Molecular Weight for PMMA, and
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Rgure 2 is a plot of Percent Gloss Retention as a function of Aging Time for four different samples of PVDF/PMMA
blends comprising PMMA of Various molecular weights and Shepard Blue #3 pigment.

[001 0] In the following description, the invention is described in terms of a preferred embodiment, but such description

5 should not limit the scope of the invention, which is set forth in the accompanying claims.

[0011] PVDF used to demonstrate aspects of the invention is a homopolymer of vinylidene fluoride. PVDF applica-

tions generally involve addition of a secondary polymer to enhance the performance of PVDF coating materials. PVDF
is compatible with a wide range of polymers such as polymethacrylates, polyacrylates and polyvinyl acetates containing

C=0 groups in the ester, amide or ketone forms.

10 [0012] PMMA is the most widely used secondary polymer for PVDF applications. PMMA has excellent compatibility

with PVDF and provides good heat resistance, mechanical properties, weatherability and optical clarity. PMMA used to

demonstrate aspects of this invention is a homopolymer of methyl methacrylate.

[0013] In accordance with one aspect of the present invention, it had been found that PVDF coatings with about 30
percent acrylic content in resin compositions provide optimal performance. The present invention is illustrated through

is use of a PVDF/PMMA Wend with 70 weight percent PVDF and 30 weight percent PMMA with the PMMA selected to

have different molecular weights. Tests of the present invention demonstrate the effect that the molecular weight of the

PMMA has on the PVDF paint coating performance, particularly with respect to solvent resistance and gloss retention.

[0014] Accordingly, blends of PVDF and PMMA with a low molecular weight of about 15,000 grams per mole, a mod-
erate molecular weight of about 120,000 grams per mole and a very high molecular weight of about 1,000,000 grams

20 per mole were prepared and tested for solvent resistance, pencil hardness, gloss-retention, reverse impact, adhesion

and accelerated weathering. A blend comprising PVDF and acryloid B-44 resin alloys was also prepared for compari-

son purposes.

[0015] PMMA obtained from suppliers were characterized by inherent viscosity in N-methylpyrrolidone at 30.5°C in

order to ensure the molecular weight effect of PMMA on the performance of a PVDF coating. The inherent viscosity is

25 defined by the following equation:

where C is the concentration of PMMA in grams per mole, t and to are flow times of solution and solvent, respectively,

30 in a capillary viscometer. The relationship between the inherent viscosity of PMMA and molecular weight determined

by experiment are set forth in Figure 1 . and may be expressed by the following equation:

logn inh
= logK + a(logMW)

35 where K and a are equal to 0.022 and 0.57, respectively. Based on this experimental result, the molecular weight of the

PMMA provided by the supplier is used in the study described herein to demonstrate aspects of the invention.

Example 1

40 [0016] PMMA solution with a low molecular weight of 15,000 grams per mole was blended in a pigment to form a uni-

form dispersion and was then homogenized by a sand mill. For purposes of this experiment, two different pigments

were used, Titanium Dioxide and Shepard Blue #3. The PMMA pigment dispersions were added to an amount of PVDF
appropriate to formulate a mixture containing, by weight, 70 parts PVDF to 30 parts PMMA. The mixture was then fur-

ther homogenized by a high speed dispenser for 15 minutes and then by glass bead shaker for 1 5 hours to develop the

45 final paint coating composition. The composition of the paint coatings with PMMA with a molecular weight of 15,000

grams per mole prepared for this study are set forth in Table 1 . (See. Experiment Numbers 2 and 6).

[001 7] The paint coatings were applied onto aluminum substrates and baked to a peak metal temperature of 465° F
in one minute. The dry paint coating on the substrate was tested for solvent resistance, pencil hardness, gloss, reverse

impact and adhesion. The testing results are set forth in Table 2. (See. Experiment Numbers 2 and 6).

so [001 8] The paint coatings prepared with PMMA with a low molecular weight of 1 5,000 grams per mole were subjected

to accelerated QUV weathering tests using UVB-313 lamps and applying standard test method ASTM D 4329-84. The
coating was exposed, at intervals, to 8 hours of UV light at 70°C, and 4 hours of condensation at 50°C. The testing inter-

val used to demonstrate this aspect of the invention was every 500 hours for a total testing time of 5,000 hours. The
weatherability testing results represented in percentage gloss retention for the paint coating prepared with PMMA with

55 a molecular weight of 15,000 grams per mole and Shepard Blue #3 are described in Rgure 2. Similar results were

achieved through accelerated QUV weathering tests of paint coatings comprising Titanium Dioxide.

3
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Example 2

[001 9] Paint coatings, prepared from PMMA with a moderate molecular weight of 1 20,000 grams per mole, were for-

mulated using the procedure described in Example 1. The compositions of the paint coatings formulated by use of

s PMMA with a molecular weight of 1 20,000 grams per mole prepared for this study are set forth in Table 1 . (See. Exper-

iment Numbers 3 and 7). .

[0020] The paint coatings were applied onto an aluminum substrate and baked in accordance with the procedure

described in Example 1 . The dry coating was tested for the criteria listed in Example 1 . The testing results are set forth

in Table 2. (See. Experiment Numbers 3 and 7).

10 [0021] The paint coatings prepared with PMMA with a molecular weight of 120,000 grams per mole were subjected

to accelerated QUV weathering tests using the equipment and procedures described in Example 1 . The coatings were

exposed to the same conditions for UV light and condensation for the same time periods, testing intervals and total test-

ing time described in Example 1. The weatherability testing results represented in percentage gloss retention for the

paint coating prepared with PMMA with a molecular weight of 120,000 grams per mole and Shepard Blue #3 are

15 described in Figure 2. Similar results were achieved through QUV weathering tests of paint coatings comprising Tita-

nium Dioxide.

Example 3

20 [0022] Paint coatings, prepared from PMMA with a very high molecular weight of 1 ,000,000 grams per mole were for-

mulated using the procedure described in Example 1 . The composition of the paints formulated by use of PMMA with

a molecular weight of 1 ,000,000 grams per mole prepared for this study are, set forth in Table 1 . (See. Experiment Num-
bers 4 and 8).

[0023] The paint coatings were applied onto an aluminum substrate and baked in accordance with the procedure

25 described in Example 1 . The dry coating was tested for the criteria listed in Example 1 . The testing results are set forth

in Table 2. (See. Experiment Numbers 4 and 8).

[0024] The paint coatings prepared with PMMA with a molecular weight of 1 ,000,000 grams per mole were subjected

to accelerated QUV weathering tests using the equipment and procedures described in Example 1 . The coatings were

exposed to the conditions for UV tight and condensation for the time periods, testing intervals and total testing time

30 described in Example 1 . The weatherability testing results represented in percentage gloss retention for the paint coat-

ing prepared with PMMA with a molecular weight of 1 ,000,000 grams per mole and Shepard Blue #3 are described in

Figure 2. Similar results were achieved through QUV weathering tests of paint coatings comprising Titanium Dioxide.

Example 4

35

[0025] Paint coatings, prepared from Acryloid B-44 acrylic resin, were formulated for comparison purposes using the

procedure described in Example 1. The composition of the paints formulated by use of Acryloid B-44 acrylic prepared

for this study are set forth in Table 1 . (See. Experiment Numbers 1 and 4).

[0026] The paint coatings were applied onto an aluminum substrate and baked in accordance with the procedure

40 described in Example 1 . The dry coating was tested for the criteria listed in Example 1 . The testing results are set forth

in Table 2. (See. Experiment Numbers 1 and 4).

[0027] The paint coatings prepared with Acryloid B-44 were subjected to accelerated QUV weathering tests using the

equipment and procedures described in Example 1 . The coatings were exposed to the conditions for UV light and con-

densation for the time periods, testing intervals and total testing time described in Example 1 . The weatherability testing

45 results represented in percentage gloss retention for the paint coating prepared with Acryloid B-44 resin and Shepard

Blue #3 are described in Figure 2. Similar results were achieved through QUV weathering tests of paint coatings com-

prising Titanium Dioxide.

50

55
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Table 1

Compositions of PVDF paints used in the study.

Experiment Number 1 2 3 4 5 6 7 8

PVDF.phr 100 100 100 100 100 100 100 100

Film Forming Resins, phr

Acryloid B44 acrylic 42.85 42.85

15,00 MW PMMA 42.85 42.85

120,000 MW PMMA 42.85 42.85

1 .000,000 MW PMMA 42.85 42.85

Solvent

Isophorone 180 180 180 180 105 105 105 120

Methyl ethyl ketone 99.96 99.96 99.96 171.40 99.96 99.96 99.96 171.40

Pigment, phr

T102 78.60 78.60 78.60 78.60

Shepard Blue #3 42.85 42.85 42.85 42.85

Solid content. Wt% 44.17 44.17 44.17 38.66 36.57 36.57 36.57 29.94

Pigment/Binder 0.55 0.55 0.55 0.55 0.30 0.30 0.30 0.30

phr - parts per hundred parts PVDF

Table 2

35

Molecular weight effect of PMMA on PVDF coating performance.

Experimental

Number

.. 1 2 3 4 5 6 7 8

MEK Double

Rubs

110 30 200
.

20 145 42 166 30

40
Pencil Hard-

ness

H H H H H H H H

Adhesion 100% 100% 100% 100% 100% 100% 100% 100%

45
OT Flexibility NTO NTO NTO NTO NTO NTO NTO NTO

Reverse

lmpact/#80

>80 >80 >80 >80 >80 >80 >80 >80

Gloss-60 deg. 61.00 62.80 5650 34.00 62.80 55.80 39.40 14.80

50
DFT/Mils 0.85 0.85 0.85 0.85 0.85 0.85 0.85 0.85

NTO - No tape off. DFT - Dry film thickness.

DISCUSSION OF THE RESULTS
55

[0028] Table 2 shows the effect of molecular weight of PMMA on the performance of typical PVDF coatings. The gloss

of the coating decreases with increased molecular weight which is likely the result of a decreased degree of homoge-

nous mixing and the reduced flowability of the resin mixture. The solvent resistance, measured by methyl-ethyl ketone

5
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("MEK") double rubs, is, however, poorer for blends with both low and high molecular weight PMMA as compared to

. blends comprising moderate molecular weight PMMA. The results disclose that paint coatings comprising PMMA with

a moderate molecular weight of 1 20,000 grams per mole provide excellent solvent resistance to MEK double rubs. This

formulation scored significantly better than the paints formulated with PMMA of very low and very high molecular

5 weights.

[0029] The samples were also analyzed for pencil hardness, adhesion, OT flexibility, reverse impact and dry film thick-

ness. As set forth in Table 2, the differences in molecular weight of the PMMA used in the paint coatings formulated to

demonstrate the invention did not dramatically affect these characteristics.

[0030] The gloss retention results after QUV weatherometer tests are described in Figure 2. The gloss of the paint

.10 coating comprising Acryloid B-44 resin is reduced gradually upon QUV exposure and ultimately the gloss retention lev-

els off after long exposure. Interestingly, equivalent paint coatings that substitute PMMA for Acryloid B-44 resin do not

exhibit significant change in gloss reduction. The percentage of gloss reduction for the coatings studied to demonstrate

aspects of the invention can be explained by the differences in photo oxidative degradation of the Acryloid B-44 and

PMMA by the QUV exposure conditions. Standard thermogravimetric analyses were applied to the samples which indi-

15 cate about 70 percent by weight degradation of Acryloid B-44 in paint coatings comprising Acryloid B-44 after 5,000

hours of UV exposure. The paint coatings comprising PMMA, however, exhibited only a small weight percentage of

PMMA degradation after 5,000 hours of exposure and the weight percent degradation decreased as the molecular

weight of the PMMA in the studied blends increased Hence, it appears that the most likely significant factor contributing

to the decrease of gloss of the paint coatings upon weathering is the generation of free radicals by UV light through pho-

20 toxidation of Acryloid B-44 and PMMA in the blends.

[0031] The experiments disclose that, surprisingly, there is a range of molecular weight for PMMA that can be used

in a blend comprising PVDF and PMMA than provides for optimal performance in this regard. The molecular weight

range of PMMA disclosed through the experiments is between about 25,000 grams per mole and about 200.000 grams

per mole. Previously, it was unknown that there is a preferred molecular weight range of PMMA in blends of PVDF and

25 PMMA.

[0032] While the invention has been described in terms of a preferred embodiment, the scope of the invention is set

forth as the following claims.

Claims

30

1 . A coating composition exhibiting enhanced properties, including solvent resistance and gloss retention, comprising

a homopolymer of vinylidene fluoride and a homopolymer of methyl methacrylate wherein the polymethyl methacr-

ylate has a molecular weight in the range of about 25,000 grams per mole to about 200,000 grams per mole.

35 2. The coating composition of claim 1 wherein said polymethyl methacrylate has a molecular weight of about 1 20,000

grams per mole.

3. The coating composition of claim 1 further comprising solvent.

40 4. The coating composition of claim 1 wherein said solvent is isophorone or methyl ethyl ketone.

5. The coating composition of claim 1 further comprising pigment.

6. The coating composition of claim 1 wherein said pigment is selected from the group consisting of titanium dioxide

45 and Shepard Blue #3.

7. The coating composition of claim 1 further comprising binder.

8. The composition according to claim 1 for use as a weather resistant coating.

50

9. Use of the composition according to claims 1 -7 for coatings.

55
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